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General information:
Methods: Infrared (IR) spectra were obtained using an ASI ReactIR 1000 Fourier transform infrared spectrometer. Proton and carbon magnetic resonance spectra ( or aqueous ceric ammonium nitrate solution. Purification of the reaction products was carried out by using Siliaflash-P60 silica gel (40-63 μm) purchased from Silicycle. Yields refer to isolated yields after flash column chromatography. Since all results are the averages of two trials, the yields listed in the paper may not exactly match those listed below.
Materials: THF and DCM were purified by passing the solvent through a column of aluminum oxide under nitrogen. Dearomatization of phenol derivatives was carried out according to literature procedures. 1 1,3-Dithiane-2-carboxylic acid was prepared according to literature procedure. 
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General procedure for substrate synthesis:
The substrates were prepared through a two-step synthesis on gram scale.
STEP 1 -Dearomatization of phenols 1
The phenol (1 equiv) was dissolved in MeCN (3 mL for 1 mmol) and H 2 O (1 mL for 1 mmol); the solution was cooled to 0 °C and PhI(OAc) 2 (1.1 equiv) was slowly added as a solid. The reaction mixture was allowed stirred at ambient temperature for 18 h. The mixture was diluted with EtOAc and washed with water and brine. The combined organic phases were dried over Na 2 SO 4 and the solvent was removed under reduced pressure. The crude materials thusly obtained were purified using flash column chromatography on silica gel.
STEP 2 -DCC coupling between para-quinols and 1,3-dithiane-2-carboxylic acid
The desired p-quinols (1 equiv) and 1,3-dithiane-2-carboxylic acid (1.5 equiv) were dissolved in CH 2 Cl 2 ([quinol] 0 = 1.0 M); 4-dimethylaminopyridine (DMAP) (1 equiv) was then added to the mixture. The reaction mixture was cooled to 0 °C and N,N'-dicyclohexylcarbodiimide (DCC) (1.1 equiv) was added.
The reaction mixture was allowed to warm to rt and stirred for 18 h. After that period, the mixture was filtered through a short plug of silica gel and washed with CH 2 Cl 2 .The solvent was removed under reduced pressure. The crude materials thusly obtained were purified using flash column chromatography on silica gel.
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Characterization of substrates:
1-Methyl-4-oxocyclohexa-2,5-dien-1-yl 1,3-dithiane-2-carboxylate (1a):
The title compound was obtained in 61% yield. 
1-(3-Methoxy-3-oxopropyl)-4-oxocyclohexa-2,5-dien-1-yl 1,3-dithiane-2-carboxylate (1c):
The title compound was obtained in 49% yield. 
1-(2-((tert-Butyldimethylsilyl)oxy)ethyl)-4-oxocyclohexa-2,5-dien-1-yl 1,3-dithiane-2-carboxylate (1d):
The title compound was obtained in 55% yield. 
1-(2-((tert-Butoxycarbonyl)amino)ethyl)-4-oxocyclohexa-2,5-dien-1-yl 1,3-dithiane-2-carboxylate (1f):
The title compound was obtained in 17% yield. 3, 168.0, 158.8, 149.4, 128.1, 126.8, 38.4, 26.4, 25.3, 25.3, 24.8, 17.8 EtOAc/hexanes): R f = 0.25.
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General procedure for intramolecular conjugate addition of dithiane:
A flame-dried 1 dram vial was charged sequentially with the dithiane-tethered cyclohexadienone (0.1 mmol, 1.0 equiv), followed by THF (1.0 mL), and then P2-t-Bu phosphazene (0.02 mmol, 20 mol %).
The reaction was stirred at room temperature for 30 min. The reaction was quenched with saturated ammonium chloride, and the layers were separated. The aqueous layer was extracted three times with ethyl acetate, and then the combined organic phases were dried with sodium sulfate, and concentrated in vacuo. The crude materials thusly obtained were purified using flash column chromatography on silica gel using a hexane/EtOAc system (typically EtOAc/hexanes 1:9).
Characterization of products: 7a-Methyl-3a,7a-dihydro-2H-spiro[benzofuran-3,2'-[1,3]dithiane]-2,5(4H)-dione (2a):
The title compound was prepared by the general procedure. 
7a-Ethyl-3a,7a-dihydro-2H-spiro[benzofuran-3,2'-[1,3]dithiane]-2,5(4H)-dione (2b):
7a-(2-((tert-Butyldimethylsilyl)oxy)ethyl)-3a,7a-dihydro-2H-spiro[benzofuran-3,2'-[1,3]dithiane]-2 ,5(4H)-dione (2d):
The title compound was prepared by the general procedure. White solid, mp 135-137 °C; 2, 147.4, 130.5, 80.7, 57.7, 50.0, 49.5, 41.6, 33.5, 27.3, 26.0, 25.8, 23.7, 18 8, 172.0, 145.3, 138.8, 131.5, 129.3, 129.2, 124.6, 81.7, 54.6, 49.4, 33.0, 27.4, 26.0, 23.7 0, 204.7, 171.2, 153.8, 153.5, 88.7, 88.0, 80.7, 60.6, 60.5, 49.3, 48.3, 48.2, 44.4, 44.0, 43.6, 42.9, 37.3, 37.2, 35.7, 34.8, 28.5, 28.4, 27.6, 27.5, 26.4, 26.3, 23.8 7, 137.9, 128.0, 79.1, 68.9, 50.0, 36.7, 29.3, 28.3, 26.5, 26.4, 24.4 ; IR (thin film)  3433, 2960, 2088, 1752, 1643, 1373, 1280, 1193 
